Using Eq. (1) and Eq. (2) defined in the main text, we have calculated the antisite defect formation energy ∆E antisite both in absence and in presence of OV. In ESI Table 1 In the ordered structure, all the interfacial oxygen sites are equivalent and hence there is only one way to put the OV at the interfacial LaO layer. However, for a disordered structure containing one antisite defect, there are four possible ways in which the OV can be introduced at the interface for a given position of the antisite defect. In our work, we keep the position of the defect fixed and place an OV at the four possible sites as shown in ESI Fig In ESI Table 1 , we have shown the most favorable magnetic configurations calculated both in absence and in presence of OV. The text in green (red) indicates the ground states of those combinations that favor the ordered structure (disordered structure). The energies (relative to the energy of the ordered FM state) of all the configurations considered for the 21 heterostructures are shown in ESI Fig. 3 
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Effect of covalency
Apart from the octahedral volume differences and the distortion of the octahedra (discussed in the main text), covelency also acts as an important factor in determining the stability of the ordered/disordered structures. In order to see the effect of covalency we calculate the charge density of the minimum energy ordered configuration and minimum energy disordered configuration for LaCoO 3 /LaCrO 3 , LaCoO 3 /LaMnO 3 and LaNiO 3 /LaCoO 3 . As seen from ESI Fig. 4 , covalency is enhanced when one of the atoms is exchanged across the interface in presence of oxygen vacancy. Therefore covalency works hand-in-hand with distortions in the octahedra to make the antisite disordered state stable in these systems. Although covalency plays some role in stabilizing the disordered structures, the difference in the charge densities between the ordered and disordered structures is found to be very small as is clear from the charge density plots. 
